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S2. NMR data for synthesized compounds
Abbreviations: br, broad; multiplicity: m, multiplet; s, singlet, d, doublet; t, triplet; q, quaternary or quartet; qu, quintet; sept, septet; sext, sextet; AB, spin system; m [t, dd, q, tt, sext] . Notation in brackets describe the overall appearance of the signal pattern (e.g., m [d] represents a multiplet with the appearance like a doublet).
S2.1 Assignment of 1 H/ 13 C Resonances of Compounds
(1) 2-hydroxy-4,6-dimethoxyacetophenone xanthoxyline) Numbering scheme for interpretation of NMR spectra of 1 (5xHCl) Hydrogen chloride of (+)-menthyl ester of (-)-monophyllidin Numbering scheme for NMR interpretation of 5xHCl:
x HCl 1 H NMR (700.40 MHz, DMSO-d6, 25 C):  = 0.69 (d, 3 J = 7.0, 3H, CH3a-isopropyl), 0.82-0.86 (m, 4H, CH3b-isopropyl, Ha-4''), 0.89 (d, 3 J = 7.0, 3H, CH3-5''), 0.94 (m[ddd], │ 2 JAB│ = 3 J1 ax,ax = 3 J2 ax,ax = 11.8, 1H, Ha-6''), 1.03 (m, 1H, Ha-3''), 1.39 (dddd[tt], J = 11.6, 11.6, 2.9, 2.9, 1H, H-2''), 1.46 (m, 1H, H-5''), 
S2.2 Representation of 1 H/ 13 C NMR spectra of compounds
(3a) (-)-Monophyllidin in CDCl3:
(3b) (+)-Monophyllidin in CDCl3:
Overlay of 1 H-NMR of (+)-monophyllidin 3b (lower trace) with (-)-monophyllidin 3a (upper trace) (zoom 1.0-6.2 ppm): Table S16 . Bond length and angles of hydrogen bond networks revealed in (-)-monophyllidin polymorphs P-II to P-VI 
S5.2 Hydrogen bond geometries for (-)-monophyllidin P-I to P-V

